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I. General Procedures
All reactions were carried out in an inert atmosphere dry glovebox or by using standard Schlenkline techniques. All reagents were purchased from commercial sources and used as received.
Imines were prepared as per standard literature. 33 PhP(catechyl) was prepared as previously described. 28, 29 All non-deuterated solvents were obtained using an SPS system and were dried over 4Å molecular sieves, whereas deuterated CD 3 CN were distilled from CaH 2 under nitrogen.
Nuclear magnetic resonance (NMR) characterization was performed on 500 MHz spectrometers for proton, and 126 MHz for carbon. 1 H and 13 C NMR chemical shifts were referenced to residual solvent. Mass spectra were recorded on a high-resolution electrospray ionization quadrupole mass spectrometer.
S2
II. Typical Synthesis of 2-Pyrrolines
In a glovebox, p-tolyl(H)C=NEt (59 mg, 0.40 mmol) and p-toluoyl chloride (68 mg, 0.44 mmol)
were mixed in 1 mL CH 2 Cl 2 for 30 min, followed by the addition of PhP(2-catechyl) (95 mg, 0.44 mmol). The reaction mixture was stirred at ambient temperature 2 h. DBU (152 mg, 1.00 mmol) was then added to the solution for which final volume was adjusted to 2 mL. Dimethyl furmarate ( 66 mg, 0.46 mmol) in 2 mL CH 2 Cl 2 was transferred to a 3 mL syringe and added to the reaction mixture via syringe pump over 6 h. The reaction mixture was allowed to stir for 16 h, then the reaction solution was concentrated in vacuo. Due to the sensitivity of many these products, and to more accurately determine product composition, all yields were determined by 1 H NMR analysis by filtration of a toluene solution of the product through alumina and 1 H NMR analysis relative to an internal hexamethylbenzene standard (70% yield 3a). The product was purified by flash chromatography on silica using toluent:ethyl acetate as the eluent to afford 3a
as a pale yellow solid in 56% isolated yield (88 mg, 0.224 mmol). In the case of 3e,f, column chromatography could not separate the cis/trans isomers, and these products were characterized as mixtures.
III. Product Characterization 4a
Tetramethyl-7-ethyl-1,4-di-p-tolyl-7-azabicyclo[2. 
cis-Ethyl-1-ethyl-2-(4-methoxyphenyl)-5-(p-tolyl)-2,3-dihydro-1H-pyrrole-3-carboxylate
69%
1 H NMR yield (9:1 mixture with 3f'). 38 % isolated yield. Yellow Oil. 
cis-Ethyl-1-ethyl-2-(4-methoxyphenyl)-5-(p-tolyl)-2,3-dihydro-1H-pyrrole-3-carboxylate
10% isolated yield. Yellow Oil. , 1H), 4.99 (s, 1H), 3.44 (s, 3H), 3.36 (s, 3H) , 3.12 (dq, J = 14.3, 7.1 Hz, 1H), 2.88 (dq, J = 14.3, 7.2 Hz, 1H), 2.10 (s, 3H), 1.10 (s, 3H), 0.76 (t, J = 7.1 Hz, 3H). 
C-NMR
3h cis-Ethyl-1-ethyl-2-(4-methoxyphenyl)-5-(p-tolyl)-2,3-dihydro-1H-pyrrole-3-carboxylate
